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NO, renee: the same effcet bk had hy 2 MMe grea bn opr I 
Hom to NO, Kefinsing 33g. 4-- DONG ILE in 70° | 
sul, KUOTE 2 bre, with 19g. NuB.OUl 4), 38g. S, ancl Mt mal. 
HOU gave 20.5 go [4 DKON tla be, which, trratet in- 

ID inf, AcOU with 12 gq. Zam chest anted OO ml. coned. 21C1, 
atisres} Eo he., filtered, titt., aml treated with NaQAc, gave s ¢ 
prt. of the Zi mereaptitc, and this heated! 3 hrs, with eveews 

AcQ, gave 59% S-methyl-S-cthythencethiacale, an oil ( piv sate,. 

m1. 105-79; mecthiodide, m. 1) 2N1°). This (fi g.) mated fo 
48 mt. HNOs (4. $4) and 12 ml. cused. HSNO, etlered OF 
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cyasine p-ldnenctnlfowate, greon, decomp, 267-8° (from 
EtOH), absorption max. 2 ina. heated with MeO, 3 
hes. at 100°, and the cesulting quaternary salt refinved in 
pyrktine with HC(ORth gave 30% violet bis(J-methyt.i- 
rthyt-6-nitro-2-benzothiacleMrimethineryanine — mcthosulfate, + 
‘m, above 300°, absorption max. 59) me. Heating 0.2 g. 2: 
methyl-S-fert-tatyttenitrobenznthlazle with 0.2 x. 
MeColfSO.Ke t he. at 10-00° gave 74% ntaternary walt, 
which, reflureel 30 min. with HC(ORG) bin ovekline, gave 
MG bis 3-cthyS tert bul W-B-nilro-S-bensathiacale Vr ierthine- 
cyanine pPiolucnesalfonnie, green, theeamp. 277° (fren: 
F101), aleorption max. 670 ma. 3,4-MdO NIG ILNI Cy 
i s.), cdimzotized ani treated with 0.4 g. MaNPhin dil. | 
Ct, yickled after several hrs. 3 ppt. which, dtenlved in 
T1ICi and pptd. with NEON, gave bapa trad puri! 
Bed by chromatography on ALO,, ¢-dimeth ylamine- 
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RPA SE AENALE EMI 

{Outline history of organic chemistry at Kiev University] Ocherki po 

fstorii organicheskoi khinii v Kievskon universitete. Pod red. A.I. 

Kiprianova. [Kiev] Izd-vo Kievskogo gos. univ. im, T.G.Shevchenko, 

1954, 130 p. (MLRA 9:8) 
(Chemistry, Organic) (Kiev Vaiversity) 
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usgR/Organic Chemistry. pynthetic Organic Chemistry. E-2 

Abs Jour: Ref ghur-Khirlya, io 6, 1957, 19223 

Author Kiprianov A. I., Prilutzkiy G. M. 

Inst genet omnes emene * 

Title : N-alkylphenazinones . Iv. 

Orig Pub: Ukr. khim. zh. 1956, 22, No 3, 359-362. 

Abstract: It 1s shown, that at the alkylation of 10-ethylphenaz- 
inone-1 (I) and §-athylphenazinone-2 (11) quarternary 
salts (Q9) of alcozyphenazines are formed. From the 
latter by oxidation in an alkaline solution are obtained 
9-ethylalcoxyphenazinones «1 [3.36 G- IZ and 6 ce (CH) 
so, in ho cc Cele are boiled 15. min.; on cooling ar oe 
tained methyl sulfate of 2-methoxy -9-ethylphenazine (III) 7 
yield 94m, m.p. 185-1869; iodide, m-P. 182° (from 50% 
alc.). From II and CH31 (tube 90°, 30 min.) the yield of 
lodide is 539. From 2.24 g. If, 5 ce (Cols) 260, in 30 
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Abs Jour; Ref Zhur-himlya, No 6, 1957, 19223 


ec toluene (boiling 25 min.) is obtained ethylsu’.fate of 
2-ashoxy-9-ethylphenazine (IV), yield 90%; fodide, m.p. 
204.5° (from water) From II and Colisi (100°, 30 arses 
yield of iodide is 37% 2,24 g. ft and 1.76. (CH ) 280, are 
vented 1 min. at 105° and washed with ether) yiel 
methylsulfate of 1-methoxy-10-ethylphenazine (¥) 16 5593 
Aodide, mp. 189° (from 50f alc.). To ® solution of 1.5 
‘g. IZI in 500 co vater is added 1 g. NagC03 and is left 
stending in an open dish in direct sunlight for 6 hours, 
it is slightly alkalized, the products are extracted with 
CHCl, and chromatographed on Ala033 II (crimson zone), m. 
pe 174°, and 3-methoxy-I (blue violet sone), yield 37%, 
mops 145-146° (from water) are isolated. From IV is ob- 
tained in an analogical way 3-ethoxy-I, yield TS, Dep. 
124~125° (from water). To a solution of 3.5@+ III in 140 


g 
po") 


2/h 
Cord + 3/% 
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Chemical and geological institutes of the Ukrainian Acadeny 
of Sciences during the last 3 years. Visayk AN URSR 27 no.2: 
MeS2 F 156. (MLRA 9:6) 
(Uxraine--Chemistry--Study aad teaching) (Ukraine-—Oeology-- 
Study and teaching) 
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' AUTHOR: Kiprianov, A. I. and Fedorova, I. P. 973-1-9/26 


PITLE: Nitroderivatives of Benzthiazole. II. (Azoproizvodnyye 
Penztiazola. II.) 


PERIODICAL: Ukrainskiy Khimicheskiy Zhurnal, 1957, Vol.23, No.l 
pp. 59 - 63 (USSR). 


ABSTRACT: Azoderivatives of benzthiazole previously quoted in 
literature are listed. (Refs. 1-5). The authors’ 
attention was attracted mainly by arylazobenzthiazoles 
which have an active methyl group in the second position 
capable entering into condensation reactions under 
formation/cyano-dyes. A number of such azoderivatives 
of benzthiazole, obtained from 2-methy1-6- aminobenzthia— 
zole or from 2-methyl-6-nitrosobenzthiazole were described 
in a previous article by the authors. They now give data 
on the synthesis and absorption curves of analogous 
arylazo—derivatives produced from 2-methyl-5-amino or 
2~me thyl-5-nitrosobenzthiazoles. The process was carried 
out by treating the compound with phenol, 6B-naphthol and 
dimethylaniline.3 azo-dyes were obtained. On comparing 
their absorption spectra in alcoholic solution with the 
absorption spectra of isomeric dyes (synthesised from 


Cara 173 2-methy1-6-aminobenzthiazole) it was found that the 
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Witroderivatives of benzthiazole. II. 93-1-9/26 


transition of 2-methyl-6-arylazo- to 2-nethy1-5-arylazo- 
derivatives is connected with a small displacement of the 
absorption lines in the short-wave part of the spectrum. 
Figure 1 gives the absorption curves of the 2 above naned 
compounds in alcohol (curves 1 and 2) and also in alcohol 
to which sulphuric acid was added (curves 1’ and 2'). 
Figure 2 gives the absorption curves of 2-nethy1-5— 
phenyl-azobenzthiazole (curvel) and 2-methy1-5-nitroso- 
benzthiazole (curve 2) in an alcoholic solution. Figure 3 
depicts the absorption curves of 2,2'~dimethy1-5,5'- 
azobenztuiazole (1) and of 2,2'-dimethyl-6,6' azobenz~ 
thiazole (2), the latter naving been described in a previ- 
ous communication. A comparison shows thas the transition 
of 5,5'azo-derivatives to 6,6'azo-derivatives is coupled 
with a displacement of the maximum of the absorption (K) 
in the long wave part of the spectrum and with an appreci- 
able increase in the intensity. There are 3 figures and 
9 references, 3 of which are Slavic. 


SUBMITTED: October, 12, 1956. 
ASSOCIATION: Kiyev State University, Chair of Organic Chemistry. 


(Kiyevekiy Gosudarstvennyy Universitet, Kafedra 


Greanicheskoy Khiltl. 
2c ) 
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Nitroderivatives of Benzthiazole. II. 73-1-9/26 
AVAILABLE: Library of Congress 


Card 3/3 


APPROVED FOR RELEASE: 09/17/2001 CIA-RDP86-00513R000722610007-6" 


"APPROVED FOR RELEASE: 09/17/2001 CIA-RDP86-00513R000722610007-6 


ra PEE EO PAS DUS a J) a 4 
KIPRIANOV, A.I.. 


Achievements in the field of organic chemistry in the Ukraine 

during the forty years of Soviet regime. Ukr.khim.zhur. 23 
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(Usraine--Chemistry, Organic) 
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AUTHORS: Kiprianov, A. I., and Tolmachev, A. I. 


TYSLE: Derivation of Quaternary Salts of Weak Organic Bases (Polucheniye 
chetvertichnykh soley slabykh organicheskikh osnovanty) 


PERIODICAL: Zhurnal Obshchey Khimii, 1957, Vol. 27, No. 1, pp. 142-150 (U.S.S.R.) 


ABSTRACT: Kinetic investigation was conducted with 2-methylbenzthiazole as a 
base to compare the rates of formation of quaternary Salts of one 
and the same base with the application of well-known alkylating 
agents as well as esters of various nitrobenzosulfonic acids. The 
reaction was carried out at temperatures of 70, 80, 90 and 100° and 
the rate of reaction was determined by the weight af the quaternary 
salt separated from the solution, The rate constants calculated 
4n accordance with the bimolecular reaction equation have shown 
perfect agreement. Results given in Table 1 show that methyl ether 
of m-nitrobenzenesulfonic acid by its methylating potential at 80° 
{gd equal to dimethylsulfate and is 70 times more active than 
methyl iodide. Methyl ether of o-nitrobenzenesulfonic aciJ was 
found to be approximately 6 times and methyl ethers of 2, 3- and 
2,4-dinitrobenzenesulfonic acids 60 times more active than dimethyl 
sulfate which is considered the most potent of the alkylating 

Card 1/2 


APPROVED FOR RELEASE: 09/17/2001 CIA-RDP86-00513R000722610007-6" 


"APPROVED FOR RELEASE: 09/17/2001 CIA-RDP86-00513R000722610007-6 


ASSOCIATION: 


PRESENTED BY: 
SUBMITTED: 


AVATLABLE: 


Derivation of Quaternary Salts of Weak Organic Bases 


agents used. The increase in the rate of formation of quaternary 
salts in the case of nitro-derivatives of benzene sulfo-acids is 
explained by the reduction in activation energy and sometimes also 
by the increase in the pre-exponential factar. It is evident 
therefrom that the nitro-group in ortho-position does mt produce 
any steric hindrance in the methylation reaction. According to 

N. A. Menshutkin (8) the rate of formation of quaternary salts 
during the reaction of tertiary amines with methyl iodide increases 
very sharply during the conversion from less polar to more polar 
solvents. It appears however that the polarity of the solvent in 
the case of esters of benzenesulfonic acids has a comparatively 
Blight effect on the rate of reaction. 

Six tables and 3 graphs. There are 15 references, of which 5 are 
Slavic. 


Academy of Sciences Ukrainian SSR, Institute of Organic Chemistry 
(Institut Organicheskoy Khimii, Akadenii Nauk Ukrainskoy SSR) 


January 18, 1956 


APPROVED FOR RELEASE: 09/17/2001 CIA-RDP86-00513R000722610007-6" 


"APPROVED FOR RELEASE: 09/17/2001 CIA-RDP86-00513R000722610007-6 


riven nes 


AUTHORS: 


“TITLE: 


PERIODICAL: 


ABSTRACT: 


Kiprianov, A, I, and Tolmachev, A. I, 79-2-46/58 


tee 


Dinitrobenzenesulfonic Acids and Their Esters (Dinitrobenzolsul' fokisloty 


1 Ikh Efiry) 
Zhurnal Obshchey Khimii, 1957, vol 27, No 2, pp. 486-491 (U.S.S.R.) 


This article describes the synthesis of 2,3-, 2,5- and 3,4-dinitroben- 
zenesulfonic acids, their esters and other derivetives as wel) as several 
new esters of already known nitro- and dinitrobenzenesulfonic acids. Table 
1 lists a number of derivetives of three new dinitrobenzenesulfonic acids 
obtained for the purpose of identification, with their melting points and 
analyses, The authors, together with L. M. Yagupol'skiy (9), also ob- 


tained a hitherto unknown 2-nitro-4-trifluoromethylbenzenesulfonic acid, 
Under the effect of alkaline agents, the dinitrobenzenesulfonic acids msy 
senrrate the sulfo-group (2,4-dinitrobenzenesulfonic acid) or the nitro 
group (2,3-, 2,5- and 3,4-dinitrobenzenesulfonic acid). It is recommended 
that the reaction with dinitrobenzenesulfochlorides be carried out at, a 
temperature of about 5° and the amount of alcoholate added to the acid 
chloride solution must be exactly equivalent to the sulfochloride. It was 
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determined that the most reliable method for the derivation cf esters 
of dinitrobenzenesulfonic acids is the 
alkly fodide. 


2 tables, There are 15 references, of which 2 are Slavic 


ASSOCIATION: Academy of Sciences Ukr-SSR, Institute of Organic Chimistry 


PRESENTED BY: 


SUBMITTED: January 18, 1956 
AVAILABLE: Library of Congress 
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Decision of the May plenum of the Central C 

ommittee of the CPSU 
and the tasks for chemists in the Ukrai . 
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(Ukraine——Chemistry) 
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AUTHORS: Babichev, F. S. , Kiprianov, A. I. 

VITLEs On the Reaction Products of the Methylene Bases of Benz- 
thiazole and Benzselenazole With Haloid Alkyls (0 produktakh 
reaktsii metilenovykh osnovaniy benztiazola i benzselenazola 


s galoidnymi alkilani) 


PEXIODIOAL: Zhurnal Obshchey Khimii, 19598,Vol.28, Nr 1, pp.209--212 (USSR) 


ABSTRACT: The reaction of the methylene bases of the bensthiazole, benz- 
selenazole and thiazole series with haloid alkyls was already 
quite thoroughly investigated by the authors in 1950. They 
state thut the structure, ascribed to the reaction producta 

by Larive and Collet (reference 1) according to schene 1 
(formulae (I) (III) (IV)) is inca_rrect, aa actually in the 
reaction of methyl iodide with 3-nethyl-2-methylene-benzthia- 
zoline the compound (V), and with 3-nathyl-2-mothyleno-benz- 
selenazoline the compound (VI) is formed. Yhese furnulae (V) 
and (VI) are proved by the properties of these two compounds 
and by their hydrolysis products. Larive und Collet used for 
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On the Reaction Products of the Methylene Bases of Benzthinuccle 2rd Benz» 
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the synthesis the products of the linkage of methyl iodib to 
the nethylene bases, a linkage which should be bronght about 
with the aid of the new int ernediate product suggested by 
them (N-me thy1-2-benzthiazolsulphbeta_im) of mononethyneya- 
nines containing three nuclei. Consequently the dyes obtained 
from these compounds were also ascribed a wrong structure, 
According to Larive and Collet the reaction of the new dyes 
takes place according to schene 2 (formulae (III) and (VII). 
In reality the conversion takes place according to schene 3 
(formulae (V) and (VIII)), where not momnethyneyanine, but 
the dye VIII substituted in the chain is obtained. The ra. 
action of product (V) with 3~nethy1l-2-benzthiazolsulphobetaine 
was carefully investigated by the authors. The orange dye, a3 
reaction product, easily hydrolyzes with caustic potash to 
a yellow product which decomposed at 339°C and proved to be 
the well-knowm ketone (Ix) of scheme 4. The second hydrolysin 
compound was liberated as methyl ether of o-nethylaminothio - 
phenol. Consequently the hydrolysis of the dye obtained by 
Larive and Collet takes place accordin; to schene 5 (with 
Card 2/3 the formulae(XIII) and (IX)) so that the dye (VII) naturally 
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Cannot for sueh products of hydrolysis. “here are 7 refe- 
Trences, 6 of which are Slavic. 


ASSCCIATION: Kiyev State University 
(Kiyevakiy gooudaratvennyy universitet) 


SUBMITTED: Junuary 2, 1957 


AVAILAULEs Library of Congress 


Card 3/3 1. Chemistry 2, Cyclic compounds-Cherical reactions 
3. Hydrolysis 
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79-28~4- 38/60 
AVPHORS: -tprianov, A. I. , Fedorova, I. Pp, 

ee Fs a, . 

TISLEs “30 Derivatives of the Cyanine Dyes (Azoproizvodnyye teianino- 


vxh krasiteley) 
PERIODICAL: = Zhurnal Obshchey Khimii,1956,¥01.28, tr 4,Pp.1023-1031 (ussR) 


ABSTRACT: It can be determined in colors, which simultaneously are poly- 
methine- and azo-dyes, whether the azo GToups form a common 
chromophor with the polynethine chain, or if they are se- 
porated to a certain degree. The authors also found, how 
the azo 6roups act upon the sensitizing power of the thia- 
cyanines. 4 sories af such dyes, predominantly thiacarbo- 
cyanines and styryles, were Synthesized. On that occasion 
the authors started with the lately described (Ref 2) 
2-methyl-5- and 2-nethyl-6-arylazo derivatives, 


J CPIR ___S-n(cu,) + (CH), 50, _— 


sez 


CH 


3 *y it 
Sard 1/3 om f 
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5. Fe BE 
| SO NN OS - ce (CH), ‘ 
7 CHs-C 
noo¢ CH,S0, 
(B) 
So> . : 
f VW lee Ne —i(cH;), 
/ ; OT ee 
+ CH, ¢ ; 
Sy aN CASO), 
(Cc) 


The obtained quaternary salt could be condensed and formed 
u series of symmetrical and asymmetrical styryls and thie- 
cyanines, which contained aryluzo Groups as substituents in 
the benzene rings. It was found that the adsorption spectra 
wird. 23 of these dyea show & Separate intensive adsorption band. 
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Therefore the azo 6Toups and the 
common chromophor. In the case of 
of the thiaoyanines the adsorption 
ably nearer to the red end of the gs 
b-arylaso derivatives. Thore are 3 
3 references, 2 of which are Soviet 


ASSOCIATION: Kiyevekxiy cosudarstvenny universitet 
(Kiyev State Universi ty) 


polymethine chain forn a 
6-arylazo derivatives 
band is shifted consider- 
pectrun, than in case of 
figures, 7 tables, and 
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509 79-28-6-38/63 
Yagupol'skiy, L. Ma, Gruz, B. Ya., 


Tho Synthesis of p-li tropheny lhalogenmethylcarbinols (Sintez p- 
-nitrofenilgaloidmetilkarbinolov) 


(aa obshchey khimii, 1958, Vol. 28, Nr 6, ppe 1608-1610 
USSR 


p-nitrophenylhalogennethylcarbinols are intermediate products 
in the synthesis of the synthetic antibiotics of synthomycin 
(sintomitsin), The synthesis of p-nitrophenylchloromethyl- 
carbinol (I) was first carried out from styrene by V. A. 
Mikhalev and co-workers. The chlorohydrin of styrene was 
acetylated, the acetyl derivative wag nitrated, the p-isoner 
waa separated from the obtained mixture of nitro products 

and was saponified to the compound (I). It was of interest 


OH to the authors to carry out direotly 
| the nitrification of chlorohydrin styrenn. 
CH-cH.cl They found that on the addition of this 
2 compound to the nitrification mixture 
(I) at a temperature not above O° nitrogen 
NO 


D ether of the m- and p-nitrophenylchloro- 
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od of the synthesis of p-nitro 
phenylchloromethylcar 
rr p-nitrophenylbromomethylcarbinol by tiie at 
e@ corresponding halogenhydrin styrene, with subsequent 
saponification of the formed nitrogen ether was carried out 
There are 7 references, 2 of which are Soviet. a 


ASSOCIATION: Institut or 
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PERIODICAL: 


SOV/30-59-3-23/61 
Arbuzov, B. As, Academician, Kiprianov, A. Ie, Academician of 
the AS UkrSSR : 


Congress on Chemical Engineering (Kongress po promyshlennoy 
khimii) : 


Vestnik Akademii nauk SssR, 1959 2 Nr 3, pp 82-85 (USSR) 


The XXXI International Congress took Place in Lidge, Belgium 
from September 7 to 12, 1958. It was attended by more than 
1000 chemists and engineers of various countries. The Soviet 
delegation was represented by B. A. Arbuzov, G. A. Razuvayey, 
K. Ae Kocheshkov, A. I, Kiprianov, S. I. Zav'yalov, and a 


from atomic metallurgy to pharmaceutical products. The Soviet 
chemists delivered the following reports: V. A. Kargin and 
M. N. Shteding reported on the inhibiting properties of 
stabilizers; K. A. Kocheshkov spoke of the effect of t- 
radiation on the synthesis of organo-metallic stabilizers and 
catalysts for Plastics; B. A. Arbuzov reported on the re- 
generation of carene and pinene oxides; A. I. Kiprianov and 


5/44 
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TITLE: Reaction of Phenazine and N-Phenazine Oxide Tith Orgnno- 


magnesium Halide Compounds (Vzaimodeystviye fonazina i N-okisi 
fonazine 6 ealoidmagni yorguniche skini soyedineniyani ) 


PURIOSICAL: 2nurnal obshchey khimii, 1959, Vol 29, vir 3, pp 1020-1026 (USSR) 

ADSTRACT: Yesides the reactions of the organomagne sium halide compounds 
with phonazine derivatives, their quaternary salts, "Flavin- 
duline", et al, the reaction of the phenazine itself with the 
above mentioned magnesium compounds has hitherto not been in- 
vestigated (Refs 1-4). Mikhaylov and Blokhin (Ref 4) affiliated 
lithium phenylate to phernazine and transformed the reaction 
product without precipitation by methyl iodide into the 9-metihyl- 
10-pheny l-hydrophenazine (Scheme 1). The authors found that the 
alkyl magnesium bromides react with phenazine analogously <*o 
C.HcLi. In the case of action of water upon the affiliation 
product the 9-alky 1-9, 10-dihydrophenazines were obtained. 
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e277" 
Reaction of Phenazine und N-Phenazine Oxide With Organomugnesiun Halide 


Compounds 


These dihydrederivatives «hich 
precipitated and transformed by the 
corresponding quaternary phenazine salts (yield 


acid into the 


39%). The dihydroderivavives ar» 


Mear i 
i 
>) 

: nes 

Ri i 

Alk. Alk. 


are unstable in air were not 
oxidation with diluted n trie 


in alkaline solution trans- 


formed into the 9~alky 1-phenazinone~2 by potassium ferricyan:.de 
(50%) (Scheme 3). In order to obtain the above mentioned re- 


action the ratio Grignard reagent 


1 mole. 


~ phenazine hes to be 2,5 nole: 
with phenyl magnesiun bromides 


differs from that with alkyl magnesium bromides (Scheme 4). 
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Reaction of Phenazine and N-Phenazine Oxide with Orvauomnagnesiun Halide 


SOV /19-29-3-57,/61 


hy mineral acid. Thus the perchlorate of N-pheny] phenaziniun 
was obtained and in the case of its photochemical oxidation 
the 9-phenyl-phenazinone-2 (Scheme 6}. Thus 9-alkyl-9, 10-di- 
hydrophenazines and the corresponding quaternary salts of 
phenazine were newly synthesized. There are 6 references, 

2 of which are Soviet. 


Institut organicheskoy khimii Akademti nauk USSR (Institute of 
Organic Chemistry of the Academy of Sciences, Ukrainskaya $82) 


January 17, 1958 
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CO ey 

TITLE: Steric IHindrance in Quaternary Salvs 
of 2-Arylbenzothiazoles, 2-Arylberzimidazoles, and 2-Aryl- 
pyridines (0 prostranstvennykh prepyatstviyakh v chetvertichrykh 
solyakh 2-arilbenztiazolov, 2-arilbenzimidazolov i 2-aril- 
piridinov) 


PERIODICAL: Zhurnal obshchey khimii, 1959, Vol 29, Nr 4, pp 1290 - 1299 
(USSR) 


ABSTRACT: The authors are now in a position to supplement the observa- 


tions reported on in a previous article (Ref 1) by data con- 
cerning the light absorption of 2-;-dinethylaminophenylbenzini- 
dazole salts. In tho article under reviaw the three salts (CT 3), 
(IV), and (V) are compared in regard of their absorptions. The 
observations made with these salts were the same as in the cease 
of the salts (I) and (II), where there occurred, in the tranei- 
tion from the simple to the quaternary salt, a shift of the eb- 
sorption band not toward the long-wave, but toward the short- 
“wave range of the spectrum (Ref 1}. The approach of alkyls to 
the nitrogen atoms in the heterocycle causes a shift of the eb- 
sorption band toward the short-wave range of the spectrur. = to 
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quaternary Salts of 2-Arylbenzothiazoles, 2-Aryl- 
senzimidazoles, and 2-Arylpyridines 


& lesser degree in the case of galt (IV), but toa particularly 
high dagree with salt (V). This fact aursests a disturbance cf 
the co-planarity of the nuclei duc to eteric 

e. - This disturbance is known to cause, in the 
case of aromatic compounds, not only a shift of the absorpticn 
band toward the short-wave range of the spectrum, but also a 
reduction of the absorption intensity (Ref 2). A comparison 
of the intensities of simple and quaternary salts of 2-dime- 
thylaminophenyl derivatives of nitrogen heterocycles is diffi- 
cult, and for this reason the spectrum determinations were ox- 
tended to the salts of the 2-aryl derivatives of nitrogen he- 
terocycles without amino groups. In the case of a sufficient 
sulphuric acid excess the alcoholyais of such salts in alechel 
solutions may be Suppressed, and it !s possible tc deterrine 
not only the absorption maxicun of the salt but alse its m-le- 
cular extinction. The absorption spectra in the alcoholic go- 
lution of gone 2-arylbenzothiazoles, 2-arylbonzimidazoles, 
2- and 4-phenylpyridines as well as 2~pherylbenzoxazole, their 
sulphates and quaternary salts were determined, A comparison 
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of the absorption curves of the sulphates and quaternary salts 
showed that in all cases (except 4-phenylpyridine) the absorp- 
tion maxima of the quaternary salts shifted toward the short- 
“wave range of the spectrum, and the intensities declined (Figs 
1-7), There are 7 figures and 19 references, 3 of which are 
Soviet. 


ASSOCIATION: Kiyevakiy gosudarstvennyy universitet (Kiyev State University) 


SUBMITTED: February 28, 1958 
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On the Guiding Effect of the Substituents in the Formation of 
N-Phenazine Oxides (Onapravlyayushchem deystvii zameatitaley 
pri obrazovanii N-okisey fenazina) 


(jeeay obshchey khimii, 1959, Vol 29, Nr A, pp 1306 - 1314 
USSR) 


In the reaction of oxidiz 

zine derivatives tw 

sible (Scheme 1), 

as electron acceptor : xidizing agent 
has to be directed against that nitrogen atom of the asymmetri- 
cally substituted molecule which possesses the higher electron 
density. In the course of the investigations discussed in the 
article under review the authors studied the guiding effect of 
the following substituents: the é-nethoxy group,the chlorine nton 
in position 2, and the chlorine aton in position 1. The correla- 
tion of the resulting monoxide wag deternihed according to tha 
ultraviolet absorption spectra. Tho following method was used: 
In advance two monoxides to be expected were prepared separata- 
ly for each case under investigation. This was done by alkaline 
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condensation of the corresponding aromatic amines with nitro 
compounds. The oxygen atom is known to appear in such conden-~ 
sations at the expense of the nitro group (Ref 1). For this 
reason the two isomeric oxides, 9.g. those of 2-chlorophens- 
zine, were obtained as a result of the condensations accord- 
ing to scheme 2. The absorption surves of the two isomers cf 
the N-oxides were photographed by means of the apectrophotc- 
meter SP~4 in benzene- and alcohol solutions. Subsequently, 
the mixture of the same monoxides was prepared by oxidatior. 
of the corresponding weighed phenazine derivative in glaciel 


acetic acid with H,0,- The reaction product was chromatophcto- 


graphed until the mixture of the two N-oxides was completely 
separated from the incompletely reacted base end the N,N-di- 
oxide. The weighed mixture of iaomeric monoxides was dis- 

solved in benzene or alcohol and the absorption curve of the 
mixture was determined. It is not difficult to calculate the 
percentages of the individual components of the mixture by 

neans of the absorption curve of the binary mixture and thet 
of the two individual components. The afore-mentioned curvus 
are explained in detail in the figures. There are 5 figuren 
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and 5 references, 4 of which are Soviet. 
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SUBWITTED: February 7, 1958 


Card 3/3 


APPROVED FOR RELEASE: 09/17/2001 CIA-RDP86-00513R000722610007-6" 


"APPROVED FOR RELEASE: 09/17/2001 CIA-RDP86-00513R000722610007-6 


5(3) 
AUTHORS: 


TITLE: 


PERIODICAL; 


ABSTRACT; 


30V/79-29-5-64/75 


Kiprianov, A. I., Dyadyusha, G. G. 


Reactions of the Ad@itkou- : to Salta of 2-Phenyl Acetylenyl 
Quinoline (Reaktali prisoyedineniya k solyam 2-fenilatseti- 
lenilkhinolina) 


qraeay obshchey khimii, 1959, Vol 29, Nr 5, pp 1706-1715 
USSR 


The quaternary salts of 2-phenyl acetylenyl quinoline readily 
affiliate sodium sulfohydrate, amines and compounda with active 
methyl- and methylene groups. The following products were 
obtained: 2-thiobenzoyl methylene-1,2-dihydroquinoline, 
2-a~methylmercapto styryl quinoline, p-methyl-2-thiobenzoyl 
methylene-1,2-dihydroquinoline, N-methyl-2-(a-ethylamino 
styry1)-quinolinium perchlorate, Nene thyl-2-(a-piperidylstyryl)- 
quinolinium iodide, N-methy1-2-(a-anilinostyryl )-quinolinium 
methosulphate, 2-[a-phenyl-f-(1'-methyldihydro quinolinylidenc)- 
ethylidene] -aceto-acetic ester, 2-[a-phenyl-B-(1'-nethyl di- 
hydroquinolinylidene)-ethylidene] -benzoyl acatone, 1,1! -dimethyl- 
10-phenyl-2,2'~quinocaroocyanino lodidey 1,3'-dimethyl-10- 
phenyl-2-quinothiacarbooyanino perchlorate, 1,1'-diethyl-5'- 

ne thoxy-10-pheny1-2-quinoselenocarbocyanine perchlorate, 
1,1',3',3'~tetrame thyl-10-phenyl-2-quinoindocarbocyanino per- 
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80V/79-29-5-64/75 
the Addition. +o Salts of 2-Phenyl Aocetylenyl Quinoline 


chlorate, 3-methyl-5-[a- henyl-f-(1'-methyl dihydroquino- 
linylidene-2'-ethyl idea) ahetan ins » 1-phenyl-3-methyl-4- 
[a-pheny1-f-(1'-methyl dihydroquinolinylidene-2! )-ethylidene] - 
pyrazolone-5. The heterocyclic acetylene derivatives of 

the type 2-phenyl acetylenyl quinoline may serve as inter- 
mediate pr-duots in the Synthesis of chain-substituted cyanine 
dyes. There are 1 table and 11 references, 3 of which are 
Soviet. 


Kiyevskiy gosudarstvenn y universitet 
(Kiyev State University 


February 16, 1957 
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ABSTRACT: 
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801/79-29-9-14/76 
Kiprianov, A. I., Tolmachev, A. I. 
nie nea Ee 


Tertiary Oxonium Salts of Chromones and Thiochronones 
Zhurnal obshchey khimii, 1959, Vol 29, Nr 9, pp 2868-2874 (USSR: 


It may be observed from the investigation made by various 
foreign chemists, as cited by references 1-4, that tertiary 
oxonium salts of y-pyrone and its derivatives are difficult 

to produce; this is the reason why they have been so little 
investigated. The properties of these salts reveal, however, 
that they are highly reactive, and may serve as initial prod- 
ucts for a number of different transformations (Refs 2, 3, 5)- 
Thus, for instance, nethyl perchlorate of dinethyl pyrone 

may enter autocondensation in the presence of bases, and 

under formation of an orange dye (IV) (Scheme 2), what is in- 
dicative of the activity of methoxy groups with respect to 
nucleophilio-, and of the activity of methyl groups with respect 
to electrophilic compounds. A more comprohensive investigation 
of properties and reactions of tertiary oxonium salts of 
pyrones, and espacially chromones, however, calls for a more 
expedient method of synthesizing these products. A synthesis, 
recently made by the authors (Ref 6), of quaternary salts of 
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30V/79-29-9-14/76 
Tertiary Oxonium Salts of Chromones and Thiochromones 


weak organic bases, was successfully applied to chromone 

and its derivatives. On heating an equimolecular mixture of 
ohromgne and methyl ester of 2,4-dinitrobenzosulfonic acid 

at 50, tertiary oxonium salt (V) is already quantitatively 
formed after 20 min. Isomeric benzochromones with methyl 

ester of o-nitrobenzosulfonic acid more readily form tertiar 
oxonium salts (VI) and (VII) than does chromone (90% and 95 
yield). The tertiary oxonium salts of flavone (VIII), 1-thio- 
chromone (IX), 4-thiochromone (X), and 2-methylchromone (XI) 
were obtained in the same manner. The synthesis of the tertiary 
salt of 2-methyl chromone (XI) proceeded with more difficulty. 
It was obtained only with methyl ester of 2,4-dinitrobenzene 
sulfonic acid in a yield of 81%. Xanthone, thioxanthone, 
xanthione, thioxanthione and isoflavone do not react with 

the methyl ester of this acid. All the new synthesized tertiary 
salts are colorless, crystalline compounds with high melting 
points. Their purification was rather difficul4, as they are 
unstable to water and alcohol. There are 31 references, 5 of 
which are Soviet. 
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ASSOCIATION: Institut organicheskoy khimii Akademii nauk Ukrainskoy SSR 
(Inatitute of Organic Chemistry of the Academy of Sciences 


of the Ukrainskaya 352) 


SUBMITTED: September 1, 1958 
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AUTHORS: Hdprianoy bu i. and Ponomareva, 5, A. 


TITLE: Cyanine Dyes From Pherazine Derivatives 


J cheski zhurns 1 Ot vt ) 4 
J , ; QL. 26, ae 1s 


° Q Jy . - y Ving 
TEX rnar salts of ni trogenous heteroc c 

a Uuarce lic CccoMpounds ha se 
CH, group in a- or frPosition easily react in alkaline solution with 


quaternary phenazine salts. Example: 


NaOH S 
on OO — etme OQ (Iv) 
2 Ny 


CoH, on CyE,. 
A tetal of 18 dyes of the €eneral structure ae) x 
Re * ~#— CHR! 

i, : 


Clu 
a9 
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Cyanine Dyes From Phenazine Derivatives 


5/073/60/626/c01/012/021 
BOO4/B054 


were synthesized by this reaction. 
phenazine er 2-methoxy phenazine on 
2-methyl-substituted benzthiazole, 
4-methyl thiazole, benzoxazole, 


Components used were quaternary salts of 
the one hand, and quaternary salts of 
6,7-benzebenzthiazole, tenzselenazole, 
4, 5-benzobenzoxazole, 3,3-dimethyl 
indolenine, N-methyl benziminazole, and quinoline, on the cther, Synthesis 
was conducted by three methods: 1) Equimolar amounts cf the components: 
(0.001-0.002 were precipitated in aqueous 
scdium acetate; 2 mixing of the com 


solution ty crystallised 
ponents and dropwiss aitition of 20% 
NaOH; 3) an equzmolar mixture of the components wag disselved in pyridine, 
and heated to boiling. The precipitates filtered off were recrystallized 
from methanol, Absorption maxima of these substances lic between 700 and 


800 mp. There are 1 figure, 2 tables, and 6 references: 3 Soviet, 2 US, 
3 British, and ? German. 


ASSOCIATION: Kiyevaktly gosudaratvennyy universitet im T. G. Shevchenko, 
kafedra organicheskoy khimii (Kiyev State University imeni 
T. G. Shevchenko, Department ef Organi? Chemistry) 
SUBMITTED: August 11. 19458 
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BO23/B0 
AUTHORS: Kiprianov, A. I., Ponomareva, E. A., and Skavinskiy, Ya. P. 
a, 
TITLE: Cyanine Dyes From Phenazine Derivatives 


PERIODICAL: Uk rainskiy khimicheskiy zhurnal, 1960, Yol, 26, No, 2, 
Pp. 237-242 


They obtained a number of dyes called merocyanines, from which they 

synthetized threa-cyclic dyes ~ rhodacyaninas. Also quaternary salts of / 
phenanthrazine, methoxy phenanthrazine, acenaphthy lene quinoxasline, and 

methoxy acenaphthylene quinoxaline were condensed with quaternary salts / 
of 2-methyl-~benzy thiazole. Thus, monomethine cyanines were obtained ag as 


dyes. The absorption maxima of the new dyes lie at the boundary between 
the visible and infrared regions of the spectrum, Table 1 illustrates tho 
formaticn of rhodacyanine, and Sives its yield and absorption maxima 

(in Ms) « Table 2 shows the formation of monomethine cyanine, its yield, 
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Cyanine Dyes From Phenazine Derivatives 8/07 3/60/026/002/011/015 
B023/B067 


and its absorption maxima in alcohol (in mu). The attached scheme {}. 
lustrates the formation of monomethine cyanine. Data published by A. I, 
Kiprianov (first author) and G. M. Prilutokiy are mentioned, 

Legend to Table 2; a) structure; b) yleld; c) absorption maximum 

There are 2 tables and 6 references: 5 Soviet. 2 us, 1 French, ! beigian, 
and 1 German. 


ASSOCIATION; Kiyevekiy gosudarstvennyy universitet im, 7, G. Shevchenko, 
kafedra organicheskoy khimii (Kiyev Stata University imeni 
T. G. Shevchenko, Chair of Organic Chemistry) 


SUBMITTED: August 11, 1958 a 
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1, Institut organicheskoy khimii AN USSR, 


(Reformatskii, Sergei Nikolaevich 1860-1 
-1934 
(Chemical reactions) on 
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AUTHORS: ians 
Kiprianovy As I. and Ponomareva, R, A. 


TITLE: Cyani 
yanine Dyes From Phenazj - : 
Te trahydrophenazina S2ine Derivatives. III. Dyes Pron 


PE ; . 
RIODICAL: Ukrainskiy thimicheskiy zhurna!, ‘960. ¥ 7 
PPe 633-636 9 P80 Es 28) No. 5 


TEXT 
cynthesized the aye setorhae tat! ee Morley (Ruf, V) othe auth: s ha 

, . i eben ave 
iodomethylate with eae ) (condensation of tetrahy ir: phenazine 
the methoxy derivative . idehyde ace 
dimethyl sulfate, 


A UX, 
@ y : ax = 559 Oj, log ¢ = 5,83 
Res ne ws ae Apne = 586 o., loge - 4.50 


(The Spectroscopic data refer to an nlecohslic 


~ £ { 
I~ én, cn S-u(ce ) solution) 
Card 1/3 ae 3f2 
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III. Dyes From Tet rahydrophenazine 30 1560/026/005/01 /013 
A reaction of tetrahydrophenazine or «=f its methory deriuntiy th af 
He 8 B } era cin es with yd.. 


methyl] sulfate, sodium fo 
t Cbs 
respectiveiys ’ rmate, and acetanhydride led t. iyes TIT and Iv. 


FP ce ae Maas > 690 Mu, log ft ,=3.91, 
| ' } ‘emax TA Mu, 19GE, . 3.90 
Ren : 4 J IVi R CH : 
wit eet 4 O°; 4, . : 
ig ~s 7! la 3 ; Bits 4 #0) Ruy 
Iv CH cH ‘ PE Ey * 407, Na ce 760 o,, 
: . / 1ogé, 7 4.06 ax 


A 
reaction of methy] methoxysulfate 95f¢ ‘et rahydrophenazin of it 
of V2 re) ar tg 
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methoxy derivative with 2-acetanilidoviny] benzothinzole ied to dyes V and 
VI, Tespectivelys 


ZN 
| | ! 
N PS “A 


2max 
a | 
I CH, CH-CH=C | 
o 
There are 6non-Soviet references:. 


max 
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max 


Kiyevakiy gosudarstvennyy univers itet jm, 
iment T, G. 


+ 618 mus loge, © 3.76, 


! 


a 646 Be, loge > ~ 4.64 
VIs R 2 CH O° ; n, 
ig Ao = 668 Mh, 


6 British. 
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Influence of the solvent on the col 
Usp. khim. 29 N001131336~1352 w ‘60. siss ee 
Institut organicheskoy khimii AN USSR. 

(Color) (Dyes and dyeing) 


1. 
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, SOV/19-39-2-60/78 


AUTHORS: Kipryanov, A, I., Tolmazhey, A. I. 


TITLE: Condensation of Tertiary Oxonium Salts of Chromones and 


Thiochromones With Compounds Containing Active Methyl 
or Methylene Groups 


PERIODICAL: Zhurnal Obshchey khimi1, 1950, Vol 30, Nr 2, pp 638- 
646 (USSR) 


ABSTRACT: In their previoug Study (this j., 1959, our abstract 
75199) the authors reported the Synthesis of tertiary 
Oxonium salts of chromones and thlochramones in the 
reaction of these weak bases with estery of nitroben- 
eenesulfonte acid. The present Study deals with the 
condensation of these salts with quaternary salts of 
e-methylbenzothiazole and its derivatives, or with 
e-metthylenebenzothiazole, which yielded a Series of 
abymmetric dyeg (momomethiny lcyanines ) containing 
benzothtazole- and benzopyrylium-groups, Equimolecular 
amounts of o-nitrobenzenesulfonate of 4—-methoxybenzo~ 

Card 1/12 thiopyrylium and methylbenzenesulfonate of 


10007-6" 
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Condensation of Tertiary Oxonium Salts 77909 

of Chromones and Thiochromones With SOV/79-30-2-50-78 
Compounds Containing Active Methyl or 

Methylene Groups 


é-methylbenzothtazole heated for 30 min at 100 ° @ in 
a mixture of acetic acid, acetic anhydride, and pyridine 
gaveoreadily (I) dark-red needles; yield 20%, decomp, 
264 Cc. 


ro S ; as 
7s Ss ; Py Pear ar 7° 0 Ze 
j ~CUly + CHO. -7 ees ee aes 
Sy Sf 74 roe 4 ‘ : iw ¥ eee 
- Y Sea ae Cl0,- 
Cll, X~ du, 


dee 466 top 


I 


Dye I. was obtained in 61% yield when 3-methyl-2-methyl- 

enebenzothiazoline was substituted for the quaternary 

Salt of 2-methylbenzothiazole. Dyes (II) (orange 

needles; yield 60%; decomp, 278 ° a and (III) ane: 

needles; yield 374%; decomp. 277 ° c) vere obtained 
Card 2/12 Similarly trom o~-nitrobenzenesulfonate of 
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Condensation of Tertiary Oxonium Salts 77909 

of Chromones and Thtochromones With S0V/79-30-2-60/78 
Compounds Containing Active Methyl or 
Methylene Groups 


Tertiary oxontum salts of chromones do not yLleld mono- 
methtnecyanines under the above condiSions, but can be 
condensed easily with quaternary salts of e-methyl- 
benzothlazole when the latter were converted with 
alkali into methylene bases, Accordingly, o-nitro- 
benzenesulfonate of 4-methoxybenzopyry] Lum in acetle 
anhydride, and 3-methyl-2-methylenebenzothtazol ine in 
Glacial acetic acid on heating for 1 hr at 100 ° g 
gave (IV) (red-orange needles; yield 50%; decomp. 

256 ° @), 


“y 
becn ae 
NE § CIO 2 +O 

4 ae 


ONO HSO, - 


(Iv) 


Curd W/le 
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of Chromones and Thlochromones With SOV/79-30-2-60/78 
Compounds Containing Active Methyl or 

Methylene Groups 


In this manner, the condensation of the salts of chro- 
mone, fla one, and 5,6-benzochromone with 2-methylene- 
3-methy1-(or 3-ethyl}-benzothlazol ine” 2-methylene-3- 
methyl-o-nitrobenzothiazoline, and 2-methylene-3~- 
methyl-(or 3-ethyl)- CL -napnthothiazoline gave the 
yellow and orange monomethinecyanines (Vs (x), in 
quantitative yield. Monomethinecyanine (Xz) (orange 
flakes; decomp, 295 ° C) of a Similar structure wag 
obtained by condensing e-methylehromone with Larivé 
reagent (3-methylbenzothiazole-2-sul fobetaine) for 3 hr 
at 150 ° © ana heating the base, thu obtained, for 1 
hr at 150 ° @ with dimethyl sulfate. Heating 2-methyl 
chromone with methyl ester of o-nitrobenzenesulfonic 
acid in toluene gave (XII) (dark Purple needles; decomp. 
264 ° a), Heating 2-methylchromone with PS, in xylene, 


and treating the base thus obtained with dimethyl sulfate 
gave (XIII) (dark Purple needles; decomp. 249 © CG). 
Flavone in reaction with Grignard's reagent in ethyl 
ether gave easily salts of 4—methylflavylium contain- 
ing an active methyl group. 
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Reactions of addition to salts of Fheny lacety lenylpyridines. 
Zhur. ob. khim. 30 no.11:3647-3654 N'60. (MIRA 13:11) 


1. Institut organicheakoy khimii Akndemii nauk Ukrainskoy SSR. 
(Pyridine) 
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KIFRIANOV, A.I.; DYADYUSHA, @.@. 


Orgunomagnesium synthesis of 2-acet 
yleny lquinolini . 
Zhur. ob. khim. 30 no.11:3654-3658 N'60, ‘ GER 


1. Institut organicheskoy khimii Akademii nauk Ukrainuekoy £Sh. 
(Quinolinium compounds) 


APPROVED FOR RELEASE: 09/17/2001 CIA-RDP86-00513R000722610007-6" 


